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Abstract of JP 2001163818 (A) 

PROBLEM TO BE SOLVED: To provide a method of manufacturing high purity 3-methyl-2,4- 
nonanedione in a mild condition, in good yield. SOLUTION: The method manufactures 3-methyl-2,4- 
nonanedione by reacting n-hexylaldehyde and methylethylketone in an aqueous medium in the 
presence of a basic catalyst, forming a carbon - carbon bond to obtain 3-methyl-4- hydroxy-2-nonane, 
and then reacting it with a hypohalogenide in the presence of a nitroxy radical derivative and a metal 
halogenide. 
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Mass (m/e,%) : 172(M + ,100), 155(70), 113(7), 101(2 
6), 83(15), 73(89) ,61(19). 
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( 0 . 5 8 1 m o 1 ) . 1/9 nn^ 9 V 5 0 0 m 1 at/ 

4- ^^/-f;P*^f^-2, 2, 6, 6-fb7^f;l/ 
bT^US^y- 1 - ^y;l/2 4. lg(0. 087mo 
1 ) £flP;t. 5°C^aiL3to -il(C2 . Omol/L 



8 



6 



a^bU^A#iB8l8 6 4m 1 (1. 7 4 0m 
o 1 ) £3— 7*CfcrC. pH8— 1 2CDmmX\ 1 . 5 

hizx^mmrmm. wmmi- hywn. og 

(0. 0 8 7mo 1 ) £Jn;L. *SUg£#»L TRiJfe. M 

4-yfyytyJ84. 2 g#t t 
[0043] (3) ffl3-^/u—2, 4-yfy^y 

(2)T1#fcffi3-^f-;i^-2, 4-/fyy^y84. 

2gt^^y-^8 5mltiffl»L3t. ^tfOJSatlffllt 
SH5 9 g ( 0 . 2 9 6 mo 1 ) J*500m 1 iZfflRL 




/«6 0mSTUc 

fflLT#TftL^ B a B £^L*: 0 #^iX^fe H B B ^7]<2 0 
Om 1 s ^)^tn-\77y2 0 0ml fclTffi^Lfco 
£^*Sfifc: WW:^ 0 0ml £Jpj?_T.X5 »J — f: U 

§s>t. iftici o%«sfflw<^2 7 4gfca!afcTa 

»»U a«tt*«BaiBUT3-^^-2 i 4-y 

fyy^y^7 2. 6g (W7 3. 5%) f§fc s if* 
f s 

[0044] m^51— 59°C/0.1torr. 
IR(neat) : 2957,2933,1726,1702,1604 cm" 1 
Mass (m/e, Si) : 170 (M + , 100) , 99 (95) , 71 (7) . 
1 H-NMR ( CDC X 3 ) JSOf 1 3 C-NMR ( CDC1 3 ) OMMrf— 9&m2 

[0045] 
[«2] 

O O 
4 T 2 s ! 





13 C (ppm) 




1 


28.35 


2.11(s) 


2 or 4 


204.98 , 207.19 




3 


61.24 


3.63(q) , J=7.0Hz 


C[3]-CH 3 


13.72 , 13,78 


1.26(d) , J=7.1Hz 


5 


41.55 


2.41(m) 


6 


24.80 


1.51(m) 


7 


23.00 


1.28(m) 


8 


22.28 , 22.34 


1.21(m) 


9 


12.39 , 12.54 


0.83(t) 








3 j 


104.25 




C[3]-CH 3 


23.00 , 23.26 


1.78(s) , 2.06(s) 


5 


31.09 , 31.45 , 35.73 


2.33(t) 



!( 8 ) 001-163818 (P2 0 0 1 -%: 1 8 



[0046] 9Effc0!2 — 3. JtRMl~-2 
3-*1-)V-4-\LYn*is-2-;i-;>cr>-&l& 

nam 1-2 ttx. wm&**m&&t>$k3 



[0047] 
[313] 







mm 


(%> 


3->fn-4-th'p^-2-/t/ 

CDJt 


mmmib) 


NaOH 




69 


93/7 




KOH 




67 


93/7 




Ba(OH) 2 




70 


92/8 




NaOH 


= 1:1 


30 


51/49 




NaOH 




0 





1) l£flfcT£3-*-^'-4-hKn3fS/'-2-./-?- 

yy^ltiif^ 3-^^;k-2-^y-3-y^-y 
&V2-^y-4— r^xy^^Sr4 9/5 l£0 

[0048] *33&»^ #8&£MHX CNa 
OH, KOH, Ba(0H) 2 ] tfflV^T*»it*'CRJiG*ff 3 fc , 
@6^h - f"-g> 3 — y ■f-A'— 4 — b HnJfy-2-ytyy 

^90 %ti±co©fiaafKttTif s i t - 
-y^yyi: 5-b Kf : #yyco±j&fcb 

#**<7l : 1T\ IWt 3 -P(f ;l/-4 - h HD^fy 

- 2 - y-*-y sowaswwiw* - 1 ttas*5ra»r>!fc ( Jt 

KWl ) . yyy-/l^££ffl^TBOE§-tf£ 

i:. 3-y^-2-^y-3-y*y&t£2-5j-^ 

y - 4 — rXrx^tfja^ft* 4 9/51 <7)Jfre£j£ LT 
gfl«Jfc'fS3-><^;t'-4-bHn^r>'-2- 



[0049] *»J4~6 

3-y^-2, 4-y^-y^yc^^ 

)V-4-t Hn^r^- 2-y-hy y£fflViT. -lD^ 
iy^7^/HS***2, 2, 6, 6-f h7^f;l-t: 
^'Ji^y- 1 -^jz/WcfU. (HSS^J4, 5) #>£v* 
l«^h;kxytftit (SUSW6) . IOfcWi(2) 
at/KBNtW 1 (3) t H«atftfTO363ltfc. 
4fcjjr?\ *I4 4^ TEMPOS 2, 2, 6, 6-7^ 
N^y^b^U^y-l-^^r^^SW-f-^o BzO 
-TEMPOI1 4 -OY 4^*^-2 , 2,6, 

6-f b5^f^e^ijyy- 1 i^i^sitH- 

So 

[0050] 
[314] 







mm 






BzO-TEMPO 




73. 5% 




TEMPO 




72% 




TEMPO 




61% 




BzO— TEMPO 




45% 



[00 5 1 ] Jt«M3 

3 - y - 4 - b h n df x - 2 - y + y y « x 7 v m 
-ft 

^-dfHf iJ^ D 7^f HI 2. 6g(0. lraoD^y 
ynny yy 5 0m nc^fgu 
;W:yyf/U;l/*#yb4 5. 6g (0. 2m o 
1 ) Syfy^nn^ yy2 0 m 1 «il?&£3 0#jWT 
SSTLfc. Hfit^na^^j'2 0m 1 fcjfflWUfcH 
JtM 1(1) Ti# £ fL7t 3 - y -f/P -4-hb'n^fy-2 

-y^-yy 15. 5g (0. 0 9 mo 1 > £3 o^bw 

TiiSTtJto NiJxf;l/7Sy4 5. 5g 

(0. 4 5mo 1 ) fcHTLfcflL tt*fc£iIfcSSL. 



fc. 7^5 0 m 1 sm^fca, *r«JBSr#SL 

fcft, jaTSafcM 1 (2) t |s]«O^JISr LT , 3 - y f- 
)V-2, 4- ytyy^V4. 9g (02*3 2%) 

it. 

[00 52 ] J:b>R#lJ4 

3-y^-4-b Fn^f y-2-y-^yycoxy>is 
lb 

^-2, 4-y^ys^y£#£<ifc«m*-«:. M 
mco3 -y^-4 - b Kndfv— 2 -;i-;> £0jr 



: ( 9 ) 001-163818 (P2001 -MM 



[0053] ^ARmmM3—4i}^^^m^ 
h O^f ^>V"7 i/%)Vmmfc (TEMPO, BzO 

-tempo) %mvixw.ikKm*rs o t , mmt-ft 
3-*^-)v-2, A-ji~y^y£iT-w»x'&h^t 

KJKftK*-6 0 , Ci:V^Sffiil , Cff5ii:fcJ: 

So 

[0 0 54] 5lttM7— 8 

H»J 7 - 8 1 L X . MftMl (2) T"# t>tlfzM3-XJ- 

mm^^x-mmRm^n^ fc . isns- * 5 l£ . 
m5frt>wti>irt:mz* (abmr. sesm) s- 



miz^mx$>z>, 

[0055] 



[*5] 





area* 








86% 




mmm 


85% 



[0056] 

-2, 4-y-^y^>-oM^«raffi*^jt?^L. « 
jr^X"3-^^-2 , a- j~fyi>^yft%htih > 

^in^y/l/Sli^Mv^IttJ: Offish 



(51) Int. Cl. 7 

C 0 7 C 45/72 
49/12 

// C 0 7 B 61/00 3 0 0 

(it, wm mm 

tt&)\\m¥immj\m-T a 5 # 1 # is 



FI f-V3-K(##) 
C 0 7 C 45/72 
49/12 

C 0 7 B 61/00 3 0 0 

(72) ^Jl* Wffi 

w^nm^«TfjBA«-TS4sii-^ m 

¥9 — A(##) 4H006 M02 AC12 AC22 AC41 AC44 

BA02 BA37 BA51 BB14 BC10 

BC31 BE05 

4H039 CA60 CA62 CC20 



